This Page Is Inserted by IFW Operations 
and is not a part of the Official Record 



BEST AVAILABLE IMAGES 

Defective images within this document are accurate representations of 
the original documents submitted by the applicant. 

Defects in the images may include (but are not limited to): 

• BLACK BORDERS 

• TEXT CUT OFF AT TOP, BOTTOM OR SIDES 

• FADED TEXT 

• ILLEGIBLE TEXT 

• SKEWED/SLANTED IMAGES 

• COLORED PHOTOS 

• BLACK OR VERY BLACK AND WHITE DARK PHOTOS 

• GRAY SCALE DOCUMENTS 

IMAGES ARE BEST AVAILABLE COPY. 



As rescanning documents will not correct images, 
please do not report the images to the 
Image Problem Mailbox. 



(19) 



J 



turopatscnes Patentamt 
European Pat ffice 
Office europeen des brevets 



(n) 



|P»lO{| 

EP 0 737 481 A1 



(12) 



(43) Date of publication: 

16.10.1996 Bulletin 1996/42 



EUROPEAN PATENT APPLICATION 

(51) intci. 6 :' A61 L 2/08, B65B 55/16 



(21) Application number: 96302327.0 

(22) Date of filing: 02.04.1996 



(84) Designated Contracting States: 


• Manasas, Mark A. 


DE FR GB IT 


South Easton, Massachusetts 02375 (US) 


(30) Priority: 03.04.1995 US 415733 


• Flynn, Timothy M. 


Norton, Massachusetts 02766 (US) 


(71) Applicant: JOHNSON & JOHNSON 


(74) Representative: Mercer, Christopher Paul 


PROFESSIONAL Inc. 


Carpmaels & Ransford 


Raynham, Massachusetts 02767-0350 (US) 


43, Bloomsbury Square 




London WC1A2RA(GB) 


(72) Inventors: 


• Hamilton, John V. 




Foxborough, Massachusetts 02035 (US) 





(54) Method for improving wear resistance of polymeric bio-implantable components 



(57) Wear resistance and oxidation resistance of bi- 
oimplantable polymeric parts is improved by packaging 
the parts within flexible, gas impermeable containers 
while subjecting the containers and the parts to a rela- 
tively high vacuum force. The containers are heat 
sealed while subjected to the vacuum lorce such that, 
upon sealing, hydrostatic pressure is exerted on the 
part. Following sealing of the packages, the packages 



and their contents are irradiated to an extent sufficient 
to sterilize the parts and to promote crosslinking within 
the part. Alternatively, the same property enhancements 
can be imparted to polymeric parts by packaging the 
part within rigid or flexible containers, minimizing the ox- 
ygen content within the containers, pressurizing the 
containers with an inert gas, or with a mixture of hydro- 
gen and an inert gas, to greater than 1 .5 atmospheres, 
and irradiating the part and the container. 
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Description 

BACKGROUND OF THE INVENTION 

This invention relates to bioimplantable polymeric articles and more particularly to methods of improving the wear 
resistance and oxidation resistance of such articles. 

Advances in biomedical engineering have resulted in numerous polymeric articles which are able to be implanted 
within the body. Polymeric components are widely used in orthopedic surgery, for example, to form articulation surfaces 
within artfficial joints. Ultrahigh molecular weight polyethylene (UHMWPE) is an example of a polymer that is commonly 
used to form components of artificial joints. 

Among the properties required of bioimplantable polymeric components, particularly those used in artificial joints, 
are low friction, biccompatibility, and good mechanical properties, including excellent resistance to wear. Such com- 
ponents must also be sterile before implantation within a patient. 

Some polymers and medical devices may be adversely affected by heat sterilization, thus such a technique is not 
widely used. Ethylene oxide sterilization is another technique for sterilizing medical devices, but ethylene oxide can 
pose health and environmental risks that render this method less desirable. As a result, a preferred method of sterilizing 
many medicaJ devices, including polymeric components, is by exposure to forms of ionizing radiation such as gamma 
rays, x-rays, or electron beam radiation. 

Presently, sterilization by gamma radiation is a preferred method for sterilizing many medical devices, including 
bioimplantable polymeric components. One potential effect of gamma radiation sterilization is that the gamma rays can 
initiate chemical reactions within the polymer that can affect the structure, morphology and some mechanical properties 
of the polymer. During gamma irradiation a variety of chemical species, such as ions, excited molecules, double bonds, 
oxidation products and free radicals are created within the polymer. Free radicals are believed to be a species generated 
during gamma radiation that may contribute most to changes in the properties of irradiated polymers. 

Once free radicals are formed within a polymer, these species may participate in at least four types of major 
reactions. The free radicals can undergo a recombination reaction by reacting with hydrogen to eliminate the free 
radical, by reacting with carbon molecules to create side chains, or both. Free radicals can also undergo a chain 
scission reaction that results in a decrease in the molecular weight of the polymer, and an increase in the density and 
crystallinity of the polymer, thus causing some mechanical properties of the polymer to degrade. A crosslinking reaction 
is another reaction in which the free radicals can participate. Finally, the free radicals may remain within a polymeric 
material without reacting initially, thus remaining available to react over time as conditions dictate. 

The presence of oxygen in polymeric materials and their surrounding environment can contribute to an oxidation 
reaction in which free radicals and dissolved oxygen react to produce a compound with a carbonyl functional group, 
resulting in chain scission and the creation of new free radicals. Oxidation can decrease the molecular weight of a 
polymer (due to chain scission) and contribute to the degradation of its mechanical properties. 

Sterflizalion of polymer components by gamma radiation in air is believed to decrease the wear resistance of 
polymers due, in part, to oxidation effects. Wear resistance is a key mechanical property for polymeric components 
that are used in joint prostheses. As a result, a current practice is to sterilize polymeric components in an environment 
of an inert gas (e.g., argon, helium, nitrogen) to minimize oxidation effects. See, Kurth, M. et al.. 'Effects of Radiation 
Sterilization on UHMW-Polyethylene' Antec B7, pp. 1193-1197 (19B7); Streicher, RK., Radiol Phys. Chern., Vol. 31, 
Nos. 4-6. pp. 693-698 (1988); Streicher, R.M., 'Improving UHMWPE by Ionizing Radiation Crosslinking During Steri- 
lization', 17th Annual Meeting of the Society for BioMaterials, p. 181 (1991 ). Others have used vacuum techniques to 
help purge an environment of oxygen before conducting gamma radiation sterilization. See, Yong Zhao, et aL, J. Appl. 
PolymerSci., Vol. 50, pp. 1797-1801 (1993). 

Wear resistance is a property of great importance to artificial joint components. Natural friction within a replaced, 
artificial joint can cause minute particles of debris (e.g., particles from a polymeric component) to become dislodged 
and to migrate within the joint. This phenomenon of wear debris within artificial joints is a serious problem that can 
inhibit the proper mechanical functioning of the joint. Wear debris can also lead to osteolysis and bone deterioration. 
If osteolysis develops around an artificial joint it is usually corrected by surgical removal of the diseased tissue and., 
revision of the artificial joint. 

Because excellent wear resistance is a property of such importance for polymeric components used to form artificial 
joints, it would be advantageous to be able to provide sterilized polymer components that have improved wear resist- 
ance. 

It is thus an object of the invention to provide methods for increasing the wear resistance of bioimplantable poly- 
meric components. It is also an object to provide sterilization techniques for medical grade implantable polymer com- 
ponents that preserve important properties of the components. A further object is to provide bioimplantable polymeric 
components that have improved wear resistance and that are less prone to the effects of oxidation. These and other 
objects will be apparent to one of ordinary skill in the art upon reading the description that follows. 
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SUMMARY OF THE INVENTION 

The invention provides a method for increasing the wear resistance of polymeric parts. The method is particularly 
well suited to polymeric parts that are biocompatible and that are intended tor use as components of artificial joints. A 
variety of polymeric materials, particularly UHMWPE, can be treated according to the method of the invention to improve 
wear resistance and to improve oxidation resistance. 

According to the method of the invention, one or more manufactured polymeric parts, such as a bioimplantable 
component, are placed within one or more gas impermeable, flexible packages. Each package has at least one heat 
sealable opening therein. The packages and the parts therein are then subjected to a relatively strong vacuum force. 
While under the influence of the vacuum the packages are heat sealed such that after sealing hydrostatic pressure is 
exerted on the part. Typically, the package is heat sealed shortly after initiating the vacuum, and usually not more than 
one-half hour after initiating the vacuum. Next, the packages and the parts that are contained within the packages are 
irradiated for a period of time that is sufficient to sterilize the parts and to promote crosslinking of the polymer that forms 
the part. Various forms of ionizing energy can be used to sterilize the parts. However, the use of gamma radiation is 
among the more preferred radiation sterilization techniques. 

In another embodiment, manufactured polymeric parts can be placed within a packaging container that is either 
flexible or rigid. After minimizing or eliminating the oxygen concentration within the container, the container is pressu- 
rized to approximately 1 .5 to 4 atmospheres with an inert gas, or with a mixture of an inert gas and hydrogen. Thereafter, 
the parts and the containers are irradiated for a period of time sufficient to sterilize the parts and to promote crosslinking 
of the polymer that forms the part. 

This process has been found to increase the wear resistance of polymeric parts while maintaining other mechanical 
properties that are important to such parts. An additional benefit of the invention is the improved ability of the polymeric 
parts to resist oxidation. The resulting sterilized part is characterized by a gel content in the range of about 75 to 1 00%, 
indicating high levels of crosslinking within the polymer. 

BRIEF DESCRIPTION OF THE DRAWINGS 

Figure 1 is a bar graph which plots wear rate (milligrams of weight lost per 1 million cycles) for various samples 
evaluated m Example 3. 

Figure 2 is a bar graph which plots wear rate (mm 3 of wear per 1 million cycles) for various samples evaluated in 
Example 4. 

DETAILED DESCRIPTION OF THE INVENTION 

Many polymeric components, such as those comprising UHMWPE, form articulation surfaces for artificial joints. 
Thus, it is essential that these components possess excellent wear resistance. 

The present invention provides a method for improving the wear resistance of manufactured polymeric parts. Ac- 
cording to this process the desired polymeric part is first manufactured by known processes, such as compression 
molding and RAM extrusion. The polymer that forms the part can be bw density polyethylene, high density polyethylene, 
ultrahigh molecular weight polyethylene, polypropylene, polyester, nylon, polyurethane, poty(methylmethacrylate), or 
other biocompatible polymers typically used in biomedical applications. A preferred polymer is UHMWPE, which is 
commonly used in a variety of orthopedic implants, such as liners for acetabular shells of artificial hip joints, and as 
tibial bearing members in artificial knee joints. 

In one embodiment, polymeric parts that are to be subjected to the process of the invention are first placed in a 
flexible package that has a heat sealable opening therein. Preferably, each part is individually packaged, but more 
than one part can be placed in a single package. The package and the part are then subjected to a relatively high 
vacuum force while the heat sealable opening remains open. The vacuum force is maintained for approximately 10 
seconds to 30 minutes, and preferably for about 30 seconds. Thereafter, the package is heat sealed, while maintaining 
the vacuum force, rendering the package gas impermeable. Once the package is sealed under vacuum, and following^, 
removal of the vacuum force, a hydrostatic pressure in the range of about 7 to 1 4.7 psi is exerted on the part. 

The packaging of the polymeric parts in a heat sealed package under vacuum is effective to reduce pressure within 
the package and to remove oxygen from the polymeric material and from the environment within the package. Moreover, 
the hydrostatic pressure which is exerted on the polymeric part is believed to hinder the evolution of hydrogen gas 
from within the polymer during irradiation. 

Following the vacuum heat sealing of the package that contains the polymeric part, the package and the part are 
irradiated for a period of time that is sufficient to sterilize the part and to initiate crosslinking of polymer chains within 
the manufactured part, various acceptable forms of ionizing radiation can be used to effect the sterilization of the part 
These radiation forms include gamma rays, x-rays, and electron beam radiation. Currently, the use of gamma radiation 
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is a preferred irradiation technique. 

In one aspect of the invention the concentration of hydrogen within the package is in the range of about 30 to 100% 
by volume. Preferably, the polymeric part is aged in the hydrogen rich gas- within the packaging container for a period 
of time sufficient to enable hydrogen atoms to recombine with any free radicals present within the polymeric parts. 
Preferably, a suitable aging period is at least about 4B hours following irradiation of the part and the packaging container. 

The flexible packaging material within which the polymeric parts are sealed can be selected from among many 
types of high barrier; flexible packaging material that are commonly used to enclose medical devices. Pref erably the 
packaging material is a multilayered, heat seal peelable packaging material that includes one or more foil layers, various 
polymer layers and a heat seal coating. Examples of suitable materials are those that include the following layers: 
polyester film-low density polyethylene-f oil-ionomer-heat seal coating. Packaging materials having the following layers 
can also be used: polyester-low density polyethylene-foil-EAA-linear low density polyethylene-heat seal coating; and 
polyester-Surlyn-nylon-Surryn-foii-E AA-linear low density polyethylene-heat seal coating. Suitable packaging materials 
can be obtained from a variety of sources, including Tolas Health Care Packaging of Feasterville, Pennsylvania. The 
thickness of the packaging material preferably is in the range of about 2 mil to 7 mil. 

According to the process of the invention, a relatively strong vacuum force is used which is sufficient to remove 
all or substantially all oxygen from within the package and the adjacent environment. Preferably, the vacuum force 
utilized is in the range of approximately 500 to 1013 mbar. A preferred vacuum force is approximately 1000 mbar. 
Typically, the vacuum force is exerted upon the package and the polymeric material for about 1 0 seconds to 30 minutes, 
and preferably for about 30 seconds. While the vacuum force is maintained, the package is heat sealed, rendering it 
impermeable to gases. Techniques for heat sealing such packaging material while under vacuum force are readily 
available to those of ordinary skill in the art. Suitable vacuum packaging equipment that is capable of heat sealing 
packages under vacuum will be known to those of ordinary skill in the art. An example of a suitable vacuum packaging . 
apparatus is a MuftiVac A342 apparatus, available from Muftivac, Inc. of Kansas City, Missouri. 

As noted above, the packaged polymeric material preferably is irradiated using gamma radiation. The gamma 
radiation is administered for a duration and at a dose level which is known to be acceptable for sterilizing medical 
devices. A dose of approximately 20-60 KGy usually is acceptable, while approximately 35 to 50 KGy is preferred. The 
irradiation step typically continues for approximately 10 minutes up to about several hours and most preferably for 
about one to three hours. 

In another embodiment, manufactured polymeric parts can be placed in either a rigid or a flexible container. All or 
most of the oxygen within the container is first evacuated. Next, the container is pressurized with an inert gas (eg. 
argon, helium or nitrogen), or with a mixture of an inert gas and hydrogen, to approximately 1 .5 to 4 atmospheres. 
Subsequently, the container and the enclosed polymeric parts are irradiated (using gamma, x-ray, or electron beam 
radiation) to an extent sufficient to sterilize the parts and to promote crosslinking of the polymer that forms the parts. 

A variation of this embodiment can also be utilized by dispensing of the need to evacuate the container. According 
to this variation, the container is first flushed with a sufficient amount of an inert gas to displace any oxygen, and then 
the container is pressurized to the desired level with an inert gas, or with a mixture of an inert gas and hydrogen. 

A pressurizing gas that is a mixture of an inert gas and hydrogen preferably is hydrogen enriched. The hydrogen 
enriched inert gas mixture should have a minimum of about 2.2 x 10* 3 moles of hydrogen gas per gram of polymeric 
material within the packaging container. In addition, the hydrogen gas within the volume of the packaging container 
preferably is in the range of about 30% to 95% by volume. 

In this embodiment it may also be useful to age the polymeric part following irradiation, for a period of time sufficient 
to enable hydrogen atoms to recombine with any free radicals within the polymeric parts. A suitable time period pref- 
erably is at least about 48 hours. 

One of ordinary skill in the art can readily choose a suitable packaging container suitable to be pressurized to 1.5 
to 4 atmospheres with an inert gas. Any flexible container that is utilized must, of course, have seals strong enough to 
withstand the pressures to which rt will be subjected. 

The irradiation of polymers is known to create a variety of chemical species, including free radicals, within the 
chains of the polymer. Free radicals, as noted above, can participate in a number of reactions. It is believed that the 
technique of the present invention creates a chemical environment that favors free radicals participating in crosslinking 
reactions with adjacent polymer chains due to the lack of oxygen available in the system for oxidation reactions. Furtherf 
irradiation of the polymer also results in the evolution of hydrogen gas in a quantity that is proportional to the quantity 
of free radicals created. It is further believed that the use of a technique which packages the polymeric part in a gas 
impermeable, flexible container, under vacuum, causes hydrostatic pressure to be exerted on the bulk material. The 
processes of the present invention are believed to be effective to inhibit the diffusion of hydrogen out of the material. 
In addition, in embodiments where the packaging container is charged to about 1 .5 to 4.0 atmospheres with an inert 
gas, the elevated pressure is believed to inhibit hydrogen diffusion. In other embodiments, the use of a flexible pack- 
aging container is believed to enable the devebped hydrostatic pressure to hinder diffusion of hydrogen out of the 
material. These phenomena are believed to help reduce the number of free radicals present within the bulk polymer, 
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thus further reducing the potential lor oxidation of the material. 

As noted above, the techniques of the present invention are believed to contribute to reducing the amount of 
hydrogen that diffuses from the bulk polymer, thus maintaining more hydrogen within the polymer. This phenomenon 
is believed to minimize the extent of chain scission reactions within the polymer since the hydrogen within the polymer 
5 evidently decreases the number of free radicals within the polymer available to participate in oxidation reactions by 
recombining with the free radicals. Following packaging, the concentration of hydrogen within the packaging container 
is maintained below about 2.2 x 10* 5 moles/gram, and more preferably at about 1 .B3 x 10" s moles/gram. 

The present invention is also believed to contribute to extensive crosslinking within the polymer. This crosslinking 
is believed to be responsible for increasing the wear resistance of the polymer since molecular weight is increased 
io and chain scission is less prevalent. 

The following examples serve to further illustrate the invention. 

. EXAMPLES 
Example 1 

Disks having a diameter of 25.4 mm and a thickness of 12.7 mm were machined from compression molded UH- 
MWPE (GUR412, available from Poly Hi Solidur/Meditech of Vreden, Germany). The disks were then sealed in flexible, 
polymer coated/aluminum foil packages under the following conditions. One set of samples was exposed to a 1,000 

20 mbar vacuum prior to sealing of the package, another set of samples was packaged and sealed in air at -300 mbar, 
and a third set of samples was exposed to vacuum force of 1000 mbar then backfilled with nitrogen to a pressure of 
-300 mbar prior to sealing. After sealing, all samples were gamma irradiated with a dose of 40 KGy for about 2 hours 
20 minutes. Hydrogen gas composition within the packages was measured after sterilization. All measurements were 
conducted at the same temperature (23 ft C) and the pressure inside the bag was equal after sterilization for all samples, 

2* i.e., the stiffness of the packages did not contribute to the final package volume. The data obtained are presented in 
Table 1. 



Table 1 : 



Hydrogen Gas Measurement 




Hydrogen Gas (moles/g) 


Sample 


Vacuum 


Air 


Nitrogen 


1 


1.81 x 10- 5 


2.35 x 10' 5 


2.40 x 10" 5 


2 


1.B7X10- 5 


2.37 x IO' 5 


2.39X10" 5 


3 


1.94 x 10-5 


2.76 x 10- 5 


2.30 x 10*5 


4 


1.75x10-5 


2.40 x 10- 5 




5 


1.79 x 10-5 


2.29 x 10- 5 




6 




2.5BX10" 5 




Avg 


1.B3x 10* 5 


2.46 x IO* 5 


2.36x1Cr* 5 


Std. Dev. 


7.29 x IO" 7 


1.59 x 10-« 


5.38 X10" 7 



45 

The data of Table 1 indicates that a significantly lesser amount of hydrogen was present within the packages of 
samples that were processed according to the technique of the present invention. Presumably, more hydrogen remains 
present within the bulk polymer as the hydrostatic pressure exerted on the polymer hinders the diffusion of hydrogen 
from the polymer. 

so 

Example 2 

The gel content of UHMWPE samples was determined according to Method C of ASTM D2765-90 to assess the 
degree of crosslinking within the polymer. UHMWPE films, 200 microns thick and weighing 0.6 grams, were skived 
ss from compression molded GUR 41 2 UHMWPE. Five films were packaged in air while five films were packaged under 
a 1000 mbar vacuum in a manner identical to that used in Example 1 . After packaging, all the samples were sterilized 
using gamma radiation at 40 KGy for 2 hours 20 minutes. 

The data illustrated in Table 2 indicate that the samples irradiated in air developed no gel. This implies that the 
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number average molecular weight of these samples was reduced from approximately 3,000,000 to less than 500,000. 
Conversely, the vacuum packaged samples had an average gel content of 87.98%, indicating that extensive crosslink- 
ing had occurred within these samples. 



Table 2: 



-Gel Content 


Sample 


Vacuum Packaged 


Air Packaged 


1 


88.75 


0 


2 


88.33 


0 


3 


87.60 


0 


4 


86.98 


0 


5 


88.25 


0 


Avg 


87.98 


0 



The wear resistance of UHMWPE components processed according to the present invention was also evaluated 
as explained in Examples 3 and 4. 

Example 3 

Ten hip cup liners were machined from compression molded GUR 412 UHMWPE. Five were packaged under 
vacuum and five were packaged in air according to the procedure explained in Example 1. Ten other hip cup liners 
were machined from RAM extruded GUR 415 UHMWPE (available from Poly Hi Solidur of Fort Wayne, Indiana). These 
samples were tested using a 12-station MATCO/PM-MED hip simulator. This simulator is a computer-controlled hy- 
draulic system that produces a biaxial rocking motion of the cups, which is synchronized with the Paul hip loading curb 
(Paul, J.P., Proc. Inst. Mech. Eng., 181 (3J):8-1 5, 1 966). A body weight of 756 N was used, which results in a maximum 
applied load of 1 966 N. All simulator tests were run at 1 . 1 Hz for at least two million cycles. At seven selected intervals, 
polyethylene wear was measured on the basis of sample weight loss. All weight loss values were corrected for sample 
fluid absorption by measuring the weight gains of several untested samples soaked in serum at identical intervals. 
Wear rates were determined by linear regression of the wear data, beginning after an initial nonlinear period (about 
100,000 cycles). Total wear was determined by subtracting the final weight for each sample from the initial weight 
(approximately 6 grams) and correcting for weight gain due to fluid absorption as described above. 

Data illustrated in Figure 1 indicate that the samples packaged and irradiated in air lost approximately 30 milligrams 
of weight during the test period while samples packaged under vacuum lost only about 16 milligrams of weight during 
the testing period. Similarly, the RAM extruded UHMWPE samples resulted in a greater weight loss for air packaged 
samples (about 28 mg) than for vacuum packaged samples (about 17 mg). 

The increased weight loss of the air packaged and irradiated samples is indicative of a lower resistance to wear 
which evidently results from chain scission reactions that take place within th polymer, thus reducing the molecular 
weight of the polymer. 

Example 4 

Wear resistance was also evaluated according to another technique in which erosion of a sample caused by rev- 
olution of the sample under a metal pin was evaluated. According to this experiment, ten samples of compression 
molded UHMWPE (GUR412) disks were obtained together with ten samples of RAM extruded UHMWPE (GUR415). 
All samples had the dimensions of 1 .25 inches diameter and 0.25 inch thickness. Five samples of each material type 
were packaged and irradiated in air while five samples of each material type were packaged and irradiated under" 
vacuum, as specified in Example 1. 

Following packaging and irradiation, each sample was evaluated for wear resistance by a "Pin-on-Disk" technique. 
According to this technique, a metal pin having a diameter of approximately 0.25 inch was placed in contact with a 
surface of each of the test samples. The pin was loaded to 152 N while the disk was rotated at 112 rpm. The wear 
track created by the metal pin was measured at 5 intervals over 2,000,000 cycles using a proptometer to detect volume 
changes in the UHMWPE sample. A linear regression was performed on the volume changes over the second through 
the fifth measurements to determine the wear rate. 

As illustrated in Figure 2, the GUR 412 compression molded samples packaged and irradiated in air demonstrated 
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a s.gnrf,cantly greater wear rate ( 1.0 , mn?n ,000.000 cycles) than did the samples that were packaged and irradiated 
under vacuum (0.48 mn*1 ,000,000 cycles). The RAM extruded GUR 415 samples demonstrated a less significant 
reductK>n ,n wear rate for the vacuum packaged and irradiated samples; As shown in Figure 2. the air packaged and 
.rrad.ated samples demonstrated the wear rate of 0.7B mm*/l ,000,000 cycles, while the vacuum packaged and irra- 
diated samples demonstrated a wear rate of 0.74 mmS/1 ,000.000 cycles. 

A second wear criterion was also used in conjunction with this evaluation. Pitting of the wear track was qualitatively 
evaluated to further assess the effects of wear. Table 3 illustrates this data in which pits present within a wear track 
were observed. 

Table 3: 



Track Pitting 




Presence of Pits In Sampled Wear Tracks 


Sample 


Air Sterilized 


vacuum Sterilized 


GUR412 


3 of 6 samples 


0 of 6 samples 


GUR415 


2 of 6 samples 


0 of 6 samples 



The foregoing description of the method of manufacture and the illustrative embodiments is presented to indicate 
the range of construct.ons to which the invention applies, variations in the materials to be used to fabricate polymer 
samples vacuum pressures, radiation sources, and the like, will be readily apparent to those having ordinary skill in 
the art. Such variations are considered to be within the scope of the invention in which patent rights are asserted as 
set forth in the claims appended hereto. 

The entirely of all publications and/or references noted herein are expressly incorporated by reference herein. 



Claims 

1. A method for improving the wear resistance of a polymeric manufactured part, comprising the steps of: 
providing one or more manufactured polymeric parts; 

placing the parts in one or more gas impermeable, flexible packaging containers wherein each container has 
at least one heat sealable opening therein; 

subjecting the packaging container and the polymeric parts to a vacuum force; 

heat sealing the flexible packaging container while subjected to the vacuum force such that upon sealing of 
the packaging container hydrostatic pressure is exerted on the part; and 

irradiating the heat sealed packages and the parts for a period of time sufficient to sterilize the parts and to 
promote crosslmk.ng within the polymer that forms the part; the part being characterized by improved resist- 
ance to wear and oxidation. 

2. The me.nod of claim 1 wherein the vacuum force is sufficient to remove ail or substantially all of the oxygen from 
withm the packaging container and the environment adjacent to the packaging container. 

3. The method of claim 1 or claim 2 wherein the vacuum force is in the range of about 500-101 3 mbar. 

4. The method of any one of claims 1 to 3 wherein the hydrostatic pressure exerted on the part is in the ranoe of 
about 7 to 14.7 psi. y 

5. The method of any one of claims 1 to 4 wherein any gas contained within the flexible packaging container is_ 
characterized by a reduced number of mole of hydrogen. 

6. The method of claim 5 wherein the gas within the flexible packaging container has less than about 2.2 x 1 0-5 moles/ 
got hydrogen. 

7. The method of any one of claims 1 to 6 wherein, following the step of irradiating, the part is characterised by a gel 
content in the range of 75 to 100% as determined by Method C of ASTM D2765-90. ' " 
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8. The method of any one of claims 1 to 7 wherein the flexible packaging container is manufactured of a metal foil 
that is surrounded by one or more layers of a polymer film. 

9. The method of any one of claims 1 to 6 wherein the polymeric part is made from low density polyethylene, high 
5 density polyethylene, ultrahigh molecular weight polyethylene, polypropylene, polyester, nylon, polyurethane, or 

poly(methylmethacrylate) and is preferably made of an ultrahigh molecular weight polyethylene having a number 
average molecular weight greater than about 1.0 million. 

10. The method of any one of claims 1 to 9 wherein the polymeric part is manufactured by compression moulding 
10 process or by a RAM extrusion process. 

11. The method of any one of claims 1 to 10 wherein, following the step of irradiating, the method further comprises 
the step of 

aging the polymeric parts within a hydrogen enriched atmosphere of the packaging container for a period of. 
i5 time sufficient to enable hydrogen atoms to recombine with free radicals within the polymer. 

12. The method of claims 11 wherein the hydrogen rich atmosphere within the container has approximately 30% to 
100% hydrogen by volume. 

20 13. A method for improving the wear resistance of a polymeric manufactured part, comprising the steps of: 
providing one or more manufactured polymeric parts; 

placing the parts in one or more scalable, gas impermeable packaging containers; 
removing all or substantially all of the oxygen from within the packaging container, 
25 pressurizing the packaging containers with an inert gas at a pressure greater than 1 .5 to 4.0 atmospheres; 

irradiating the pressurized containers and the polymeric parts for a period of time sufficient to sterilize the parts 

and to promote crosslinking within the polymer that forms the part, 

the part being characterized by improved resistance to wear and oxidation. 

30 14. A method for improving the wear resistance of a polymeric manufactured part, comprising the steps of: 

providing one or more manufactured polymeric parts; 

placing the parts in one or more sealable, gas impermeable packaging containers, 
removing all or substantially all of the oxygen from within the packaging container, 
35 pressurizing the packaging containers with a mixture of hydrogen gas and an inert gas at a pressure greater 

than about 1 .5 atmospheres; 

irradiating the pressurized containers and the polymeric parts for a period of time sufficient to sterilize the parts 
and to promote crosslinking within the polymer that forms the part; and 

aging the part within the atmosphere of the irradiated packaging container for a period of time sufficient for 
40 hydrogen atoms to recombine with free radicals within the part; 

the part being characterized by improved resistance to wear and oxidation. 

15. The method of claim 1 6 wherein the mixture of hydrogen gas and inert gas is characterized by a minimum of about 
2.2 x 10" 3 moles of hydrogen gas per gram of polymeric material within the packaging container and a volumetric 

4& concentration of hydrogen within the container in the range of. about 30% to 95%. 

16. The method of any one of claims 11 , 12, 14 and 15 wherein the part is aged within the packaging container for at 
least about 48 hours. 

s° 17. The method of any one of claims 13 to 16 wherein the step of minimizing the oxygen concentration within the 
packaging container is effected by flushing the container with an inert gas. 

16. The method of any one of claims 13 to 16 wherein the step of minimizing the oxygen concentration within the 
packaging container is effected by applying a vacuum force to the container. 
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19. The method of any one of claims 13 to 18 wherein the inert gas is argon, helium, or nitrogen. 

20. The method of any one of claims 13 to 19 wherein the packaging container is rigid. 
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21. The method of any one of claims 1 3 to 19 wherein the packaging container is flexioie. 

22. The method of any one of claims 1 to 21 wherein the step of irradiating is carried out using gamma, x-ray, or 
electron beam radiation. 

23. The method of claim 22 wherein the step of irradiating is carried out until a dose of about 20-60 KGy has been 
achieved. 




-I h 1 1 1 1 1 

o «o o »o o »o o 

fO CM CM ~ — 

Wear Rate (mg/IE6 cycles) 



EP 0 737 481 A1 



* ( 



E 

O 

o 

> 

in 



CM 
O 



o 



E 

3 
O 

o 

> 

CJ 



o 

CO 

<3- 



— i 1 1 1 — 

CO (0 Cd 

• • • • 

o o o o 
weor rate (mm 3 /l0 6 cycles) 



EP 0 737 481 A1 



European Patent 
Office 



EUROPEAN SEARCH REPORT 



Application Somber 

EP 96 36 2327 



DOCUMENTS CONSIDERED TO BE RELEVANT 






Cttocoo of doeunicrt with indicotreo, wfam appropriate, 
of rdrvant passage 


Rdrraot 
to daus 


OSSIFICATION OF THE 
APPLICATION (InLCU) 


X 


WO-A-94 27651 (HOWMEDICA) S December 1994 
* page 8, line 12 - line 39; claims * 


1-23 


A61L2/08 
B65B55/16 


Y 
A 


m 3 uih lutUKbt KUdcKI U) 1** Hay 

1991 

* column 2, line 12 - line 49; claims * 


1-Z3 




X 


FR-A-2 085 832 (THE GILLETTE COMP. ) 31 

December 1971 

* the whole document * 


1-23 




Y 


INTERNATIONAL JOURNAL OF 
RADIATION/APPLICATIONS & INSTRUMENTATION 
PART C, 

vol. 31, no. 4-6, 1988, GB, 

pages 693-698, XP002009662 

R.M. STREICHER: "INFLUENCE OF IONIZING 

IRRADIATION IN AIR AND NITROGEN FOR 

STERILIZATION OF SURGICAL GRADE 

POLYETHYLENE FOR IMPLANTS. " 


1-23 






* page 697 * 




TECHNICAL FIELDS 
SEARCHED (kLCLo) 


Y 


FR-A-2 025 430 (SULZER AG) 11 September 
1979 

* page 2, line 2 - line 7; claims * 


1-23 


A61L 
B65B 


A 


EP-A-0 603 789 (K1MBERLY CLARK CO) 29 June 
1994 

* page 5, line 22 - line 31; claims * 

* page 4, line 36 - line 44 * 


1 




A 


US-A-5 133 757 (SIOSHANSI PI RAN ET AL) 28 
July 1992 
* claims * 


1 




Tbt prtsent szarcfe report has beeo drawn op for alt daias 
PlnvfMarci EM* af af U* oaO 







THE HAGUE 



39 July 1996 



ESPINOSA, H 



CATEGORY OF CITED DOCUMENTS 

X : parti otlarty relevant if token oiooc 

Y : pvticatarfy rdevaat tf comttoori wttn another 

anc —nt of tW uaw category 
A : tacbaologia] backcnanid 
O : ooo-nrlna tflf doom 
r i Utm-iax* •ooaacal 



T : xomry or prtedplc anieriytag the to*noi 
E : earlier patent locauoeat, but pabUsbca' i 

aftor too filiof cat* 
D : tfotamcnt died lo fk* opplicxtin 
L : iocaawat dt«4 for other reasons 



ft : toeabcr of the one pat eat fiaiily, corrcpoadiag 



